In this work, we will report applications of the total external X-ray fluorescence (TXRF) station, a prototype assembled at the XLab Frascati laboratory (XlabF) at the INFN National Laboratories of Frascati (INFN LNF). XlabF has been established as a facility to study, design and develop X-ray optics, in particular, polycapillary lenses, as well as to perform X-ray experiments for both elemental analysis and tomography. The combination of low-power conventional sources and policapillary optics allows assembling a prototype that can provide a quasi-parallel intense beam for detailed X-ray spectroscopic analysis of extremely low concentrated samples, down to ng/g. We present elemental analysis results of elements contained in tree rings and of dust stored in deep ice cores. In addition to performing challenging environmental research studies, other experiments aim to characterize novel optics and to evaluate original experimental schemes for X-ray diffraction (XRD), X-ray fluorescence (XRF and TXRF) and X-ray imaging.
Introduction
Due to the large penetration depth of X-rays, a variety of analytical techniques, such as X-ray fluorescence (XRF), X-ray diffraction (XRD) and 3D tomography may be used to study the inner sample structure without any destructive preparation [1] [2] [3] . Among these techniques, XRF is a method widely used in many different fields to characterize qualitatively and quantitatively the elemental composition of the samples in a non-destructive way (for example, [4, 5] and related).
The continuous development of large facilities, such as Synchrotron Radiation (SR) and Free Electron Laser (FEL), together with the significant improvements in X-ray optics greatly expanded the application X-ray techniques for elemental analysis, spectroscopy and imaging studies. In particular, XRF is now commonly utilized as an ab initio technique both for qualitative and quantitative analysis, to investigate the composition of a sample down to very low concentrations [6, 7] . However, the growth of applications and of users makes the number of available SR sources insufficient to accommodate the requests and many beamlines devoted to X-ray studies are fully packed. As a consequence SR facilities are not available for routine analysis and for many studies the only alternative approach is the use of powerful X-ray microfocus sources coupled to polycapillary optics (PolyCO) [8] . Indeed, the combination of a polycapillary lens with a fine-focus X-ray tube makes it possible to achieve a focusing spot with diameters less than 50 µm. Moreover, it can provide the intensity radiation flux necessary to perform challenging elemental analysis [9] . One of the most attractive applications of such configuration is the confocal geometry with two conjugated X-ray polycapillary lenses [2, 9, 10] . This peculiar geometry allows one to control the depth of the XRF signal leading to the possibility of depth profile analysis. Due to the high-intensity irradiation on a limited sample area, both non-destructive µXRF analysis and 2D/3D elemental mapping are now possible. Moreover, in the total external reflection X-ray fluorescence regime (TXRF) [11] , the decreased detection limits and the lower noises are directly correlated to the lower measurable concentration. To apply this special technique in a simpler way, an incident parallel beam is required. This can be achieved by replacing the primary polycapillary full-lens with a semi-lens, which transforms the divergent source beam into a quasi-parallel one. As shown below, this technique enables excellent results, sometime comparable with those obtained at SR facilities, even for samples with low elemental concentrations [6, 7, 12] .
Among the most interesting applications of this technique is elemental analysis for environmental research. This is a highly demanding application not only in term of recognition of low Z (Na, Al, Mg, K, Ca, etc.) and high Z elements (Fe, Mn, As, Hg, etc.) but also for the large number of samples investigated, sometimes up to hundreds. In the latter case, the time request (several shifts) is hard to fulfill at synchrotron radiation facilities and sometimes the process requires more than one beamline. Moreover, the number of available SR beamlines suitable for these studies is relatively limited and many of them are oversubscribed. Consequently, the use of SR facilities for proposals highly demanding in time and for routine analysis is not straightforward and environmental and climatic studies are not easily performed at these large facilities. As an alternative, a promising approach is the use of X-ray microfocus sources enhanced by means of polycapillary optics [8] . In this contribution, we will show in Section 3.1 some representative examples of tree rings [13] and deep ice cores [14] [15] [16] analyzed with an experimental layout based on a combination of polycapillary lens and fine-focus X-ray tubes that can provide high-intensity radiation fluxes. Operating in a total external reflection regime (TXRF), the reduction of noise allows for the improvement of the detection limits, which is a fundamental aspect to be considered in the analysis of a sample with low elemental concentrations. To apply this special technique in a simpler way, an incident parallel beam is required. This can be achieved by replacing the primary polycapillary full-lens with a semi-lens, which converts the divergent source beam into a quasi-parallel one.
The analysis of tree rings is a powerful historical ecology tool for identifying and quantifying important relationships between tree growth and climatic events [17] . Similar to tree rings, deep ice cores taken from polar and continental glaciers are other fundamental natural archives of paleoclimatic information, which can provide unaltered records of environmental and climatic changes at different time scales dating back to several hundred thousand years. The mineralogical composition as well as the size distribution of particles are mainly related to the selection occurring in the atmosphere during dust transport. Nowadays, aeolian mineral dust in thin sections of the Antarctic deep ice cores is actively studied in order to assess the climate changes in the Late Quaternary in the Southern Hemisphere [14, 15] .
XLab Frascati
Since early 2000, a great effort has been devoted at the LNF-INFN to make available the XLab Frascati (XlabF) [18] , an optical laboratory dedicated to the study of X-ray optics, in particular, polycapillary lenses and other exotic optical elements. Presently, two facility stations (RXR and XENA, Table 1 ) are available to users [18] , optimizing and matching different analytical techniques.
In particular, the XENA (X-ray experimental station for non-destructive analysis) station, operative since 2004, is equipped with three X-ray Oxford Apogee tubes (W, Mo and Cu anodes), a set of mechanical components and motors for lens alignment and scanning and an optical table with different geometrical layouts. At first it was used for all X-ray analysis. Now the facility is dedicated to imaging, tomography and characterization of X-ray devices, such as novel sources [19] , optics [20] , diffractive crystals [21] , vibrating systems [22] , fast processes [23] , high-resolution imaging [24] and new detectors [25] . [24] (1) ∼80 × 80 µm 2 [9] (2) <17 × 17 × 17 µm 3 [23] ∼80 × 80 × 80 µm 3 [9] (2) 25 ± 1.25 ng/g concentrations [20] The RXR (Rainbow X-ray) station is an apparatus optimized for 2D/3D XRF micro-imaging and TXRF [9, 10] . It is equipped with two detectors characterized by different energy efficiency, covering the wide spectral range from 800 eV to 25 keV. The station works in the confocal geometry, i.e., the source is coupled to a full-lens and both detectors have dedicated half-lenses to match the emission. Samples can be investigated in air or inside a dedicated vacuum chamber that may extend the working capabilities down to the low energy.
A TXRF prototype spectrometer using a polycapillary semi-lens (the layout and its parameters are respectively in Figure 1 and in Table 2 ) has also been designed and assembled at XlabF. The optics are characterized according to the protocol developed in our lab and described in [20] . The optimum input focal distance of the lens used has been determined by performing a spatial scan of the lens with respect to the X-ray source, while the transmitted radiation has been monitored with a scintillator. The low divergence of this instrument allows one to detect the radiation peak intensity at ∼40 cm from the lens exit. Total external reflection X-ray fluorescence (TXRF) prototype of the X-ray spectrometer. The vacuum chamber works down 10 −5 hPa, while the positioning system allows independent translations and rotations along six axes xyzθφχ. In this layout, for measurements at low energies, the sample can be positioned in a vacuum chamber working down to 10 −5 hPa. Inside the vacuum chamber, the positioning is performed by means of a "hexapode micro-positioner" [29] . Such a device allows the translations along six axes xyzθφχ with a resolution of 0.5 µm and 19 µrad, Figure 1 .
TXRF Results
The main experimental parameters for a TXRF prototype are the mass resolution and the minimum detection limit achievable in low concentrated samples. To determine these figures we analyzed standards for XFR, TXRF In Figure 3 , the TXRF spectra of two different sources are compared. In this way it is possible to resolve both the elastic (MoKα) and anelastic radiation (W Bremsstrahlung) from the anode. The AXO sample spectrum was provided by the company and collected using a synchrotron radiation source [30] .
Neglecting the variation in the spectra of the elastic and the inelastic peaks due to the different sources, the results are in good agreement with the AXO data. Moreover, the energy resolution is improved with respect to the AXO spectrum (e.g., in Figure 3 together with the Pd-L and La-L lines and the splitting of the FeKα and FeKβ). 
Environmental Analysis
Several natural archives may provide unaltered records of environmental and climatic information at different time scales dating back up to several hundred thousand years: marine sediments [31, 32] , stalagmite conformations [33] , tree rings [13] and deep ice cores [14] [15] [16] . The analysis of tree rings is a powerful historical ecology tool because in tree species, inter-and intra-annual responses of radial growth to local climatic variations have been successfully assessed through the study of correlation and response functions among tree rings and monthly/weekly climatic factors. Moreover, dendrochemical analyses have shown the possibility of detecting the time accumulation of contaminants and pollutants in wood samples [13, 34] . Measuring the chemical components concentrations in tree rings has powerful implications both for biological and ecological studies. Information on the spatial/temporal distribution within woody tissues of chemical elements such Ti, Ca and K, which represent basic cellular components or nutrients involved in basic physiological cellular processes, can provide key insights on how trees allocate nutrients in their tissues, e.g., according to species, the age, or other different environmental contexts. In addition, the capability of trees to store in their annual rings both inorganic (e.g., lead) and organic (e.g., HCH) pollutants can provide an a posteriori monitoring tool to quantitatively reconstruct the time dynamics of pollution over a territory [13, 17] .
In order to identify a preparation procedure for 2D µXRF mapping analysis for the entire core or for a slice about 500 µm thick, we prepared and tested a set of samples from different species, both conifers and angiosperms (figure in Supplementary Materials).
The results point out that together with the expected Ca, Ti and K, we have recorded the presence of high Z elements such as Cr, Fe and Zn. In Figure 4 , we show a partial 2D µXRF mapping. The experimental parameters were 100 × 100 µm 2 steps with 10 s/step acquisition time. The colors (red and blue) representing Ca and Ti and their occurrence in tree rings perfectly reproduced the sequence of different bands of earlywood and latewood, allowing one to position the different elements present as inclusions on a temporal scale. Deep ice cores can provide unaltered records of environmental and climatic changes at different time scales. Moreover, the mineralogical composition as well as the size distribution of particles are related to the dust transport in the atmosphere. Because of this, the dust deposed in the ice cores may provide a record of annual temperature, precipitation, atmospheric composition, volcanic activity and winds [16] .
In collaboration with the University of Milan Bicocca and Diamond Lightsources, several samples have been analyzed at XlabF. Antarctic samples previously examined using synchrotron radiation at the Diamond Lightsource and the Stanford Synchrotron Radiation Lightsource (SSRL) have been analyzed, in order to compare the results and to evaluate the mass resolution of our prototype for elemental analysis of low concentration samples [6, 7] .
As a comparison, in Figure 5 , two sets of XRF analysis are reported and compared. For the first set, a sample was deposited on a nuclepore membrane to be analyzed at normal incidence (XRF). For comparison, we reported also the same sample obtained by insoluble dust from Alps ice core (Saharian), analyzed with our prototype and with synchrotron radiation (Diamond Lightsource B-18). Despite the lower intensity on the fluorescence peaks and the higher noise, all elements of interest can also be recognized with our system.
The second example concerns TXRF spectra of a sample of insoluble dust from an Antarctic ice core collected with our prototype and with synchrotron radiation (SSRL Beamline BL-10.2). For both spectra, the measurement conditions were the same: vacuum ∼10 −4 hPa for an acquisition time of 600 s. Due to the particular geometry of our system, the detector has to be placed at the Bragg angle (∼40 • ) of the Si (400) of the sample and for this reason the silicon diffraction peak (DP) is measured at 7.5 keV. The prototype is able to recognize all the elements of interest in spite of the lower intensity and higher S/N ratio. An upper limit of 10 ng was identified for the interested elements (upper continental crust elements-UCC): Mg, Al, Si, S, Cl, K, Ca, Ti, Mn and Fe. The use of polycapillary semi-lens greatly improves the detection limits of TXRF with a standard source. Although the results remain below that available using an SR source, such a prototype can be used to perform many TXRF researches.
As a summary, Figure 6 -top shows the concentrations for both layouts. Using the TXRF layout, the concentration detection is comparable with a synchrotron radiation source, while using the XRF layout our prototype is substantially not comparable with the detection capability of SR, even if samples from the Alps have about one order of magnitude higher concentration with respect to the Antarctic ones. Accordingly, for XRF measurements, our prototype is not suitable for extremely low concentrated samples, such as those from Antarctica. Figure 6 -bottom shows the signal-to-noise ratio (SNR) in order to evaluate the limit of detection (LOD), analyzing only the elements in the UCC list. It is important to remark that these LODs are not absolute values, but they are calculated peak to peak for these samples and in a different experimental setup. For TXRF, silicon's SNR is affected by an intrinsic error.
The beam coming from a polyCO semi-lens has millimetric dimensions, so a fraction of the beam contacts the Si-wafer directly. As a summary, in the top panel of Figure 6 , we show the concentrations for both layouts. Using the TXRF layout, the concentration detection is comparable to a synchrotron radiation source, while using the XRF layout the prototype does not compare with the high detection capability of SR. This holds even for Alpine samples with about a one order of magnitude higher concentration with respect to the Antarctic ones. Accordingly, for XRF measurements, this prototype is not suitable for extremely low concentrated samples, such as those from Antarctica. In the bottom panel of Figure 6 , to evaluate the limit of detection (LOD) we show the signal-to-noise ratio (SNR) of the elements of the UCC list. It is important to remark here that LODs are not absolute values, but they are values calculated peak to peak for these samples and with this experimental setup. For TXRF, silicon's SNR is affected by an intrinsic error: the beam coming from a polyCO semi-lens has millimeter size dimensions and a fraction of the beam contacts the Si wafer directly. In our sample, magnesium is under the LOD limit, because its energy is near the lower electronic limit of the detector (∼1 keV) and because of the very low concentration-about 2-3% of the sample weight.
For samples from deep ice cores, the preparation technique for XRF measurements is the filtration. The latter presents during the deposition on the membrane some drawbacks such as the coffee stain. Moreover, one of the critical issues is the low superficial density of the deposited dust, highlighted in Figure 6 by the low efficiency of XRF analysis working at normal incidence than synchrotron radiation data. To increase the sample density and the homogeneity of the deposition, new deposition methods based on the micro-drop technique are under test [35] . At present, all samples prepared for TXRF analysis were deposited on Si wafers. However, since the silicon is the element present with the highest concentration in environmental and geological samples, the quantitative analysis of Si with this technique is overestimated. To overcome this issue, other substrates such as lithium fluoride (LiF) crystals are also under test. These preparation methods may certainly enhance the capability of prototypes based on conventional sources with optimized optics if the contaminants present in these substrates are as low as in silicon wafer. 
Conclusions
The peculiar capability of polycapillary optics to obtain a powerful quasi-parallel beam from a divergent source provides great opportunities for elemental analysis by using both XRF and TXRF even for very low concentration samples. The comparison with synchrotron radiation data shows that the results presented in this contribution are particularly interesting. Indeed, data of two independent sets show good agreement with experimental data collected using SR. The agreement is particularly good at energies up to the Fe K-emission line, indicating that a conventional X-ray source combined with polycapillary optics is a valuable alternative for many analysis in samples with elemental concentrations down to ng/g. Best results were obtained with the TXRF layout. However, this technique requires a sample preparation to be optimized for geological researches, particularly regarding the substrate and the sample deposition method. Currently, we are evaluating two different types of substrates such as LiF crystals and polymeric films. However, the final choice must be to pay particular attention to the presence of contaminants in the substrates. Work is also in progress to optimize the deposition method and in particular to increase the sample density and the deposition homogeneity. 
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